Additional Screening Experiments

Synthesis of (E)-methyl 3-methoxy-3-(2-methylphenyl)prop-2-enoate (3ba)
[
Gram scale synthesis:
S8
An oven-dried 20 mL headspace vial with Teflon-coated stirring bar was charged with potassium methoxide (332 mg, 4.50 mmol) and closed with a septum cap. The atmosphere was changed three times with argon; afterwards DMSO (9.90 g, 9 mL) and dimethyl carbonate (2a) (1.64 g, 1.53 mL, 18.0 mmol) were added via syringe. A stock solution of 1-bromo-2-ethynylbenzene (1e) (2.77 g, 1.90 ml, 15.0 mmol) dissolved in DMSO (2.20 g, 2 mL) was added over 120 min via syringe pump. The resulting mixture was stirred (500 rpm) at room temperature for 12 h. Purification by Kugelrohr distillation (210°C, 1x10 -2 mbar) yielded 3ea as an orange oil (3.24 g, 80 %).
Calculation of E-factors: 
S11
Elemental analysis found: C, 71.9; H, 7. 
Synthesis of (E)-methyl 3-methoxy-3-(naphthalen-2-yl)prop-2-enoate (3ja)
O O O
Compound 3ja was prepared following the general procedure GP1 from 2-ethynyl-naphthalene 
Synthesis of (E)-methyl
Synthesis of (E)-methyl 4-cyclohexyl-3-methoxybut-2-enoate (3pa)
O O O
Compound 3pa was prepared following the general procedure GP2 from 3-cyclohexyl-1-propyne (1p) (126 mg, 149 µl, 1.00 mmol) and dimethyl carbonate (2a) (273 mg, 255 µl, 3.00 mmol). Purification by column flash chromatography (SiO 2 , cyclohexane/ethyl acetate gradient) yielded 3pa as a colourless oil (127 mg, 60 %).
Elemental analysis found: C, 67.7; H, 9.5. C 12 H 20 O 3 requires C, 67.9; H, 9.5%. IR (ATR) ~m ax /cm - 
Synthesis of (E)-methyl 3-cyclopropyl-3-methoxyprop-2-enoate (3qa)
Synthesis of (E)-methyl 3-methoxy-6-phenylhex-2-enoate (3ra)
S19
Control Experiments Isomerization Experiments
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NOE Experiment
WEN2590_clean-noesy.001.001.2rr.esp 
